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SOLID CATALYST FOR THE
POLYMERIZATION OF PROPYLENE, AND
METHOD FOR PREPARING SAME

TECHNICAL FIELD

The present invention 1s directed to a solid catalyst for
propylene polymerization and a method for preparing the
catalyst, specifically to a solid catalyst for propylene poly-
merization which does not contain any environmentally
harmful material and can produce a polypropylene having
excellent stereoregularity with a high production yield, and a
method for preparing the catalyst.

BACKGROUND OF THE INVENTION

Polypropylene has various industrial applications, particu-
larly 1t 1s widely applied for materials used in automobiles and
clectronic products, etc. with various usages. For more
expanded applications of polypropylene, an improvement 1n
rigidity which may be led by an increase 1n the degree of
crystallinity 1s further required. In order to obtain such prop-
erties 1n polypropylene, 1t 1s needed for a solid catalyst for
preparing the same to be designed to have high stereoregu-
larity.

For polymerization of olefins such as propylene or the like,
a solid catalyst comprising magnesium, titanium, an internal
clectron donor and halogen as essential elements 1s known 1n
this field of art, and methods for polymerizing or copolymer-
1zing olefins have been proposed many. However, such meth-
ods are not satisiying in terms of obtaining polymers having
high stereoregularity with a high production yield, and thus
needed to be improved in the above aspect.

In order to reduce the production cost by increasing the
polymerization activity and improve physical properties of
the resulted polymers by improving the catalyst performance
such as stereoregularity, 1t 1s generally known 1n this field of
art to use diester of aromatic dicarboxylic acid as an internal
clectron donor and related patent applications have been filed
many, for examples, U.S. Pat. No. 4,562,173, U.S. Pat. No.
4,981,930 and the like. The above patents describe a method
for preparing a catalyst showing high activity and stereoregu-
larity by wusing aromatic dialkyldiesters or aromatic
monoalkylmonoesters. However, diester compounds of an
aromatic dicarboxylic acid are endocrine disruptors which
may have critical effects on reproductive function disorders in
eco-system including human, growth disorder, deformity,
cancer and the like, even with an extremely small amount. In
this regard, in the preparation ol polypropylene used as a food
package material, etc., currently there 1s an increasing need
for using a catalyst which contains an internal electron donor
made ol an eco-friendly material. Further, the methods
according to the above-mentioned patents cannot provide
high stereoregular polymers with a high yield to the satisiying,
degree and thus further improvements in the methods are
needed.

Korean Patent No. 0491387 discloses a preparation
method for a catalyst using non-aromatic diether compound
as an internal electron donor, and Korean Patent No. 0572616
discloses a preparation method for a catalyst using a non-
aromatic compound containing both ketone and ether groups
as an 1ternal electron donor. However, the resulted catalysts
by the methods according to the above two patents need to be
significantly improved in stereoregularity and molecular
weight distribution of polymers.

Although US patent publication No. 2009/0069510A1

proposes a method for preparing a catalyst using non-aro-
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matic dusobutyl-4-methyl-cyclohexane-1,2-dicarboxylate,
the resulted catalyst 1s needed to be improved 1n both activity
and stereoregularity, and 1t does not disclose any examples of
using bicyclic compounds.

SUMMARY OF THE INVENTION

The present invention has now been developed to solve the
above problems of prior art. Therefore, the purpose of the
present invention 1s to provide a method for preparing a solid
catalyst which does not contain any environmentally harmiul
material and can produce a polypropylene having excellent
stereoregularity with a high production yield

DETAILED DESCRIPTION OF THE INVENTION

In order to solve the above problems in prior arts, the
present mvention provides a solid catalyst comprising tita-

nium, magnesium, halogen and a bicycloalkene dicarboxy-

late internal electron donor represented by the following gen-
eral formula (II) or (I1I):

(1)

R4 R3
R. CO5R,
Re CO-R,
(11D)
Ry R
R/ CO-R,
Re CO,R,

wherein, R, and R, which may be same or different, are a
linear, branched or cyclic C1-20 alkyl, alkenyl, aryl, arylalkyl
or alkylaryl group, respectively; R;, R, R; and R, which
may be same or different, are hydrogen, a linear, branched or
cyclic C1-20 alkyl, alkenyl, aryl, arylalkyl or alkylaryl group,
respectively.

The present invention also provides a method for preparing
a solid catalyst, comprising:

(1) reacting dialkoxy magnesium with titantum halide in

the presence ol an organic solvent;

(2) adding at least one internal electron donor selected
from the bicycloalkene dicarboxylates represented by
the above general formula (II) or (III) to the product
resulted from the above step (1) with increasing the
temperature to the range of 60-150° C., and reacting
them together; and

(3) reacting the product obtained from the above step (2)
with titantum halide at the temperature of 60-150° C.
and washing the resulted product.

Although the organic solvent used in the above step (1) 1s
not specifically limited, preferably used may be C6-12 ali-
phatic, aromatic or halogenated hydrocarbons, more prefer-
ably C7-10 saturated aliphatic, aromatic or halogenated
hydrocarbons, and for example, at least one selected from the
group consisting of octane, nonane, decane, toluene and
xylene, chlorobutane, chlorohexane, chloroheptane or the
like may be used alone or as a mixture.
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The dialkoxy magnesium used in the above step (1) which
1s obtained by reacting metal magnesium with an alcohol
anhydride 1n the presence of magnesium chloride 1s spherical
particles having an average particle diameter of 10-200 um
with a smooth surface, and the spherical particle shape 1s
preferably remained as it 1s even during propylene polymer-
1ization. When the average particle size 1s less than 10 um, an
increased amount of microparticles are present 1n the resulted
catalysts and when 1t 1s more than 200 um, bulk density 1s
likely to be smaller, disadvantageously.

The ratio of the organic solvent to dialkoxymagnesium, 1.¢.
dialkoxymagnesium (weight):organic solvent (volume) 1s
preferably 1:5-50, more preterably 1:7-20. When the ratio of
1s less than 1:5, viscosity of the slurry becomes rapidly
increased thereby hindering homogeneous stirring, and when
it 1s more than 1:50, the bulk density of the resulted carrier 1s
significantly reduced or the particle surface becomes rough,
disadvantageously.

The titanium halides used in the above step (1) of the
process for preparing a solid catalyst according to the present
invention may be preferably represented as the following
tormula (I):

Ti(OR) X (4o (1)

wherein, R 1s a C1-10 alkyl group; X 1s halogen; a1s an integer
of 0-3 for the atomic valence in the above formula (I). Par-
ticularly, titanium tetrachloride 1s preferably used.

The step (1) of the process for preparing a solid catalyst 1s
preferably carried out by gradually adding titanium halide at
a temperature range of —20° C.-30° C.

The amount of titanium halide used 1n the above step (1) 1s
preferably 0.1-10 moles, more preferably 0.3-2 moles, based
on 1 mole of dialkoxymagnesium. When the amount is less
than 0.1 mole, the conversion of dialkoxymagnesium to mag-
nesium chloride does not smoothly proceed, and when the
amount 1s more than 10 moles, an excessive amount of tita-
nium components are present in the resulted catalyst, disad-
vantageously.

In the method for preparing a solid catalyst according to the
present invention, as for the bicycloalkene dicarboxylates
represented by the general formula (II) or (III), used 1n the
step (2), Tor example the following compounds may be men-
tioned:  bicyclo[2.2.1]hept-2-ene-2,3-dicarboxylic  acid
diethylhexylester, bicyclo[2.2.1]hept-2-ene-2,3-dicarboxy-
lic acid dioctylester, bicyclo[2.2.1]hept-2-ene-2,3-dicar-
boxylic acid diisobutylester, bicyclo[2.2.1]hept-2-ene-2,3-
dicarboxylic acid dibutylester, bicyclo[2.2.1]hept-2-ene-2,3-
dicarboxylic acid diisopropylester, bicyclo[2.2.1]hept-2-ene-
2.3-dicarboxylic acid dipropylester, bicyclo[2.2.1]hept-2-
ene-2,3-dicarboxylic acid diethylester, bicyclo[2.2.1 Jhept-2-
ene-2,3-dicarboxylic acid dimethylester, 7,7-
dimethylbicyclo[2.2.1]hept-2-ene-2,3-dicarboxylic acid
diethylhexylester, 7,7-dimethylbicyclo[2.2.1]hept-2-ene-2,
3-dicarboxylic acid dioctylester, 7,7-dimethylbicyclo[2.2.1]
hept-2-ene-2,3-dicarboxylic acid dusobutylester, 7,7-dim-
cthylbicyclo[2.2.1]hept-2-ene-2,3-dicarboxylic acid
dibutylester, 7,7-dimethylbicyclo[2.2.1]hept-2-ene-2,3-di-
carboxylic acid dusopropylester, 7,7-dimethylbicyclo[2.2.1]
hept-2-ene-2,3-dicarboxylic acid dipropylester, 7,7-dimeth-
ylbicyclo[2.2.1]hept-2-ene-2,3-dicarboxylic acid
diethylester, 7,7-dimethylbicyclo[2.2.1]hept-2-ene-2,3-di-
carboxylic acid dimethylester, 5-methylbicyclo[2.2.1]hept-
2-ene-2,3-dicarboxylic acid diethylhexylester, 5-methylbicy-
clo[2.2.1]hept-2-ene-2,3-dicarboxylic acid dioctylester,
S-methylbicyclo[2.2.1 ]hept-2-ene-2,3-dicarboxylic acid
diisobutylester, S-methylbicyclo[2.2.1 Jhept-2-ene-2,3-dicar-
boxylic acid dibutylester, S-methylbicyclo[2.2.1]hept-2-ene-
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2,3-dicarboxylic acid dusopropylester, 5-methylbicyclo
[2.2.1]hept-2-ene-2,3-dicarboxylic  acid  dipropylester,
S-methylbicyclo[2.2.1 ]hept-2-ene-2,3-dicarboxylic acid
diethylester,  5-methylbicyclo[2.2.1]hept-2-ene-2,3-dicar-
boxylic acid dimethylester, 6-methylbicyclo[2.2.1]hept-2-
ene-2,3-dicarboxylic acid diethylhexylester, 6-methylbicy-
clo[2.2.1]hept-2-ene-2,3-dicarboxylic acid  dioctylester,
6-methylbicyclo[2.2.1]hept-2-ene-2,3-dicarboxylic acid
duisobutylester, 6-methylbicyclo[2.2.1 Jhept-2-ene-2,3-dicar-
boxylic acid dibutylester, 6-methylbicyclo[2.2.1]hept-2-ene-
2.3-dicarboxylic acid diusopropylester, 6-methylbicyclo
[2.2.1]hept-2-ene-2,3-dicarboxylic  acid  dipropylester,
6-methylbicyclo[2.2.1 hept-2-ene-2,3-dicarboxylic acid
diethylester,  6-methylbicyclo[2.2.1]hept-2-ene-2,3-dicar-
boxylic acid dimethylester, 5,6-dimethylbicyclo[2.2.1 ]hept-
2-ene-2,3-dicarboxylic acid diethylhexylester, 5,6-dimethyl-
bicyclo[2.2.1]hept-2-ene-2,3-dicarboxylic acid dioctylester,
5,6-dimethylbicyclo[2.2.1 ]hept-2-ene-2,3-dicarboxylic acid
dusobutylester, 5,6-dimethylbicyclo[2.2.1]hept-2-ene-2,3-
dicarboxylic acid dibutylester, 3,6-dimethylbicyclo[2.2.1]
hept-2-ene-2,3-dicarboxylic acid diisopropylester, 5,6-dim-
cthylbicyclo[2.2.1]hept-2-ene-2,3-dicarboxylic acid
dipropylester, 5,6-dimethylbicyclo[2.2.1]hept-2-ene-2,3-di1-
carboxylic acid diethylester, 5,6-dimethylbicyclo[2.2.1 Jhept-
2-ene-2,3-dicarboxylic acid dimethylester, bicyclo[2.2.1]
hept-2,5-diene-2,3-dicarboxylic acid diethylhexylester,
bicyclo[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid diocty-
lester, bicyclo[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid
duisobutylester, bicyclo[2.2.1]hept-2,5-diene-2,3-dicarboxy-
lic acid dibutylester, bicyclo[2.2.1]hept-2,5-diene-2,3-dicar-
boxvylic acid diisopropylester, bicyclo[2.2.1]hept-2,5-diene-
2.3-dicarboxylic acid dipropylester, bicyclo[2.2.1]hept-2,5-
diene-2,3-dicarboxylic acid diethylester, bicyclo[2.2.1 Jhept-
2,5-diene-2,3-dicarboxylic  acid  dimethylester, 7,7-
dimethylbicyclo[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid
diethylhexylester, 7,7-dimethylbicyclo[2.2.1]hept-2,5-di1-
ene-2,3-dicarboxylic acid dioctylester, 7,7-dimethylbicyclo
[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid diisobutylester,
7, 7-dimethylbicyclo[2.2.1 ]hept-2,5-diene-2,3-dicarboxylic

acid dibutylester, 7,7-dimethylbicyclo[2.2.1]hept-2,5-diene-
2.,3-dicarboxylic acid diisopropylester, 7,7-dimethylbicyclo
[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid dipropylester,
7, 7-dimethylbicyclo[2.2.1 hept-2,5-diene-2,3-dicarboxylic

acid diethylester, 7,7-dimethylbicyclo[2.2.1]hept-2,5-diene-
2.3-dicarboxylic acid dimethylester, S-methylbicyclo[2.2.1]
hept-2,5-diene-2,3-dicarboxylic  acid  diethylhexylester,
S-methylbicyclo[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid
dioctylester, 3S-methylbicyclo[2.2.1]hept-2,5-diene-2,3-di1-
carboxylic acid diisobutylester, 5-methylbicyclo[2.2.1 Jhept-
2,5-diene-2,3-dicarboxylic acid dibutylester, 5-methylbicy-
clo[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid
dusopropylester, 5-methylbicyclo[2.2.1]hept-2,5-diene-2,3-
dicarboxylic acid dipropylester, 5-methylbicyclo[2.2.1 Jhept-
2,5-diene-2,3-dicarboxylic acid diethylester, S-methylbicy-
clo[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid
dimethylester, 6-methylbicyclo[2.2.1]hept-2,5-diene-2,3-di1-
carboxylic acid diethylhexylester, 6-methylbicyclo[2.2.1]
hept-2,5-diene-2,3-dicarboxylic acid dioctylester, 6-methyl-
bicyclo[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid
dusobutylester, 6-methylbicyclo[2.2.1]hept-2,5-diene-2,3-
dicarboxylic acid dibutylester, 6-methylbicyclo[2.2.1 hept-
2,5-diene-2,3-dicarboxylic acid diisopropylester, 6-methyl-
bicyclo[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid
dipropylester, 6-methylbicyclo[2.2.1]hept-2,5-diene-2,3-di1-
carboxylic acid diethylester, 6-methylbicyclo[2.2.1]hept-2,
S-diene-2,3-dicarboxylic acid dimethylester, 5,6-dimethylbi-
cyclo[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid
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diethylhexylester,  5,6-dimethylbicyclo[2.2.1]hept-2,5-di1-
ene-2,3-dicarboxylic acid dioctylester, 5,6-dimethylbicyclo
[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid dusobutylester,
5,6-dimethylbicyclo[2.2.1]hept-2,5-diene-2,3-dicarboxylic
acid dibutylester, 5,6-dimethylbicyclo[2.2.1]hept-2,5-diene-
2.3-dicarboxylic acid diuisopropylester, 5,6-dimethylbicyclo
[2.2.1]hept-2,5-diene-2,3-dicarboxylic acid dipropylester,
5,6-dimethylbicyclo[2.2.1 ]hept-2,35-diene-2,3-dicarboxylic
acid diethylester, 5,6-dimethylbicyclo[2.2.1]hept-2,5-diene-
2.3-dicarboxylic acid dimethylester and the like. It may be
used alone or as a mixture of two or more.

The above step (2) 1s preferably carried out by while gradu-
ally increasing the temperature of the product resulted from
the step (1) to the range o1 60-150° C., preferably 80-130° C.,
adding the internal electron donor thereto and allowing for
them to react for 1-3 hours. When the temperature 1s less than
60° C. or the reaction time 1s less than 1 hour, the reaction can
be hardly completed, and when the temperature 1s more than
150° C. or the reaction time 1s more than 3 hours, a side-
reaction which may occur may lower the polymerization
activity of the resulted catalyst or the stereospecificity of the
resulted polymer.

The temperature or the number of addition of the internal
clectron donor, as long as it 1s added during the temperature
increase process, 15 not specifically limited, and the total
amount of the internal electron donor used 1s preterably 0.1-
1.0 mole based on 1 mole of dialkoxy magnesium. When the
amount 1s out of said range, the polymerization activity of the
resulted catalyst or the stereospecificity of the resulted poly-
mer may be decreased disadvantageously.

The step (3) of the catalyst preparation process according
to the present invention 1s a process in which the product
resulted from the above step (2) 1s secondarily reacted with
titanium halide at the temperature range of 60-130° C., pref-
erably 80-130° C. The examples of titantum halide used 1n
this step may include titanium halide having the above gen-
eral formula (I).

The reactions at each step of the above solid catalyst prepa-
ration method are preferably carried out 1n a reactor equipped
with a stirrer from which moisture was sulliciently removed,
under nitrogen atmosphere.

The solid catalyst prepared by the above method of the
present invention 1s formed by comprising magnesium, tita-
nium, halogen, silicon and an 1nternal electron donor mixture,
and preferably comprising magnesium 5-40 wt %, titanium
0.5-10 wt %, halogen 50-85 wt % and an internal electron
donor 2.5-30 wt % 1n terms of the catalyst activity.

The solid catalyst of the present invention may be suitably
used in polypropylene preparation, and the method for
polypropylene preparation using the solid catalyst obtained
by the present invention comprises polymerization of propy-
lene or co-polymerization of propylene with other alpha-
olefins at the presence of the solid catalyst, a cocatalyst and an
external electron donor.

The solid catalyst may be prepolymerized with ethylene or
alpha-olefins before being used as a component of a polymer-
1zation reaction.

The prepolymerization reaction may be carried out at a
suificiently low temperature under the pressure of ethylene or
alpha-olefin, at the presence of hydrocarbon solvent such as
hexane, said catalyst component and organoaluminum com-
pound such as triethylaluminum. The prepolymerization by
which catalyst particles are surrounded by polymers so as to
maintain the catalyst shape, helps improve the polymer mor-
phology after polymerization. The weight ratio of polymers/

catalyst after completion of prepolymerization 1s preferably
about 0.1-20:1.
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As a cocatalyst component for the polypropylene prepara-
tion method of the present invention, organometallic com-
pounds belonging to Group II or III of the Periodic table of
clement may be used, for example alkylaluminum com-
pounds are preferably used. The alkylaluminum compounds
are represented by the following formula (IV):

AlR, (IV)

wherein, R 1s a C1-8 alkyl group.

As Tor the specific examples of such alkylaluminum com-
pounds, trimethylaluminum, triethylaluminum, tripropylalu-
minum, tributylaluminum, trizssobutylaluminum and triocty-
laluminum or the like may be mentioned.

The ratio of the cocatalyst to the solid catalyst component
may be varied depending on a polymerization method used,
however the molar ratio of the metal element of the cocatalyst
to the titanium element in the solid catalyst component 1s
preferably the range of 1-1000 and more preferably the range
of 10-300.

When the molar ratio of the metal element, for example
such as aluminum in the cocatalyst to the titanium element 1n
the solid catalyst component 1s out of said range of 1-1000,
the polymerization activity 1s significantly degraded, disad-
vantageously.

As for the external electron donor used 1n the method for
preparing polypropylene according to the present invention,
one type of alkoxy silane compounds represented by the
following formula (V) may be used:

leREHSi(ORB)(ﬁl—m—H) W)

wherein, R' and R*, which may be same or different, is linear
or branched C1-12 cyclic alkyl or aryl group; R is linear or
branched, C1-6 alkyl group; m and n 1s respectively, O or 1;
and m+n 1s 1 or 2.

Specific examples of the external electron donor include
the following compounds, and 1t may be used alone or as a
mixture of two or more: n-propyltrimethoxysilane, di-n-pro-
pyldimethoxysilane, 1sopropyltrimethoxysilane, diisopropy-
ldimethoxysilane, n-butyltrimethoxysilane, di-n-bu-
tyldimethoxysilane, 1sobutyltrimethoxysilane,
duisobutyldimethoxysilane, tert-butyltrimethoxysilane,
di-tert-butyldimethoxysilane, n-pentyltrimethoxysilane,
di-n-pentyldimethoxysilane, cyclopentyltrimethoxysilane,
dicyclopentyldimethoxysilane, cyclopentylmethyldimethox-
ysilane, cyclopentylethyldimethoxysilane, cyclopentylpro-
pyldimethoxysilane, cyclohexyltrimethoxysilane, dicyclo-
hexyldimethoxysilane, cyclohexylmethyldimethoxysilane,
cyclohexylethyldimethoxysilane, cyclohexylpropy-
ldimethoxysilane, cycloheptyltrimethoxysilane, dicyclohep-

tyldimethoxysilane, cycloheptylmethyldimethoxysilane,
cycloheptylethyldimethoxysilane, cycloheptylpropy-
ldimethoxysilane, phenyltrimethoxysilane, diphe-

nyldimethoxysilane, phenylmethyldimethoxysilane, phenyl-
cthyldimethoxysilane, phenylpropyldimethoxysilane,
n-propyltriecthoxysilane, di-n-propyldiethoxysilane, 1sopro-
pyltriethoxysilane, disopropyldiethoxysilane, n-butyltri-
cthoxysilane, di-n-butyldiethoxysilane, 1sobutyltriethoxysi-
lane, dusobutyldiethoxysilane, tert-butyltriethoxysilane,
di-tert-butyldiethoxysilane, n-pentyltriethoxysilane, di-n-
pentyldiethoxysilane, cyclopentyltriethoxysilane, dicyclo-
pentyldiethoxysilane, cyclopentylmethyldiethoxysilane,
cyclopentylethyldiethoxysilane, cyclopentylpropyldiethox-
ysilane, cyclohexyltriethoxysilane, dicyclohexyldiethoxysi-
lane, cyclohexylmethyldiethylxysilane, cyclohexylethyldi-
cthoxysilane, cyclohexylpropyldiethoxysilane,
cycloheptyltriethoxysilane,  dicycloheptyldiethoxysilane,
cycloheptylmethyldiethoxysilane, cycloheptylethyldiethox-
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ysilane, cycloheptylpropyldiethoxysilane phenyltriethoxysi-
lane, di-phenyldiethoxysilane, phenylmethyldiethoxysilane,
phenylethyldiethoxysilane, phenylpropyldiethoxysilane or
the like.

The amount of external electron donor may be slightly
varied depending on the polymerization method applied
thereto, however the molar ratio of the silicon atom 1n the
external electron donor based on the titanium atom 1n the
catalyst component 1s preferably in the range of 0.1-300

moles and more preferably 1-100. When the molar ratio of the
silicon atom 1in the external electron donor to the titanium
atom 1n the catalyst component 1s less than 0.1, stereoregu-
larity of the propylene polymer 1s signmificantly lowered, dis-
advantageously, and when 1t 1s more than 500, polymerization
activity of the catalyst 1s significantly decreased.

During the propylene polymerization or copolymerization
reaction, the polymerization temperature 1s preferably
20-120° C. When the polymerization temperature 1s less than
20° C., the polymerization reaction cannot sutliciently pro-
ceed, and when 1t 1s more than 120° C., the activity 1s consid-
erably lowered and the physical properties of the resulted
polymers 1s degraded, disadvantageously.

Advantageous Effects of Invention

By using the solid catalyst according to the present mnven-
tion, which does not contain any environmentally harmiul
material, for propylene polymerization, 1t 1s possible to pre-
pare polypropylene having excellent stereoregularity with a
high production yield.

MODE FOR THE INVENTION

Hereinaliter, the present invention 1s further described
through the following example, 1n detail. However, 1t should
be understood that the examples are only provided on 1illus-
trative purposes without any itention to limait the scope of the
present invention.

Example 1
1. Preparation of Solid Catalyst

To a 1 L-volume glass reactor of which atmosphere was
suificiently substituted by nitrogen, equipped with a stirrer,
150 ml of toluene and 20 g of spherical-shaped diethoxymag-
nesium having an average particle size of 20 um, particle

distribution mndex of 0.86, bulk density of 0.35 g/cc were
added, then 40 ml of titanium tetrachloride diluted in 60 ml of

toluene was added thereto over 1 hour while maintaiming the
temperature at 10° C., and then thereto bicycle[2.2.1 Jhept-2-
ene-2,3-dicarboxylic acid dibutylester 6.6 g as an internal
clectron donor was added while increasing the reactor tem-
perature to 110° C. After maintaining the temperature at 110°
C. for 2 hours and lowering to 90° C., stirring was halted, the
supernatant was removed, and the resultant was washed once
with additional 200 ml toluene. Thereto, 150 ml toluene and
50 ml titantum tetrachloride were added, and the temperature
was raised to 110° C. and maintained for 2 hours for aging.
After completion of the aging process, the mixed slurry was
washed twice with 200 ml toluene for each washing, and then
washed 5 times at 40° C. with 200 ml n-hexane for each
washing, thereby obtaining a pale yellow solid catalyst com-
ponent. The obtained catalyst component was dried for 18
hours under a nitrogen stream, and the titanium content and
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the 1internal electron donor content 1n the resulted solid cata-
lyst component were 3.2 wt % and 10.2 wt %, respectively.

2. Polypropylene Polymerization

Into a 4 L-volume high-pressure stainless reactor, 10 mg of
thus obtained solid catalyst, 6.6 mmol of triethylaluminum
and 0.66 mmol of cyclohexylmethyl dimethoxy silane were
added. Next, 1000 ml of hydrogen and 2.4 L of liquid propy-
lene were added 1n this order and polymerization was carried
out at an elevated temperature o1 70° C. After 2 hours from the
start of polymerization, the remaining propylene inside the
reactor was completely removed by opening the valve, while
lowering the reactor temperature to room temperature.

Analysis of thus resulted polymer was carried out and the
results were represented 1n Table 1.

The catalyst activity and stereoregualrity were determined
by the following method.

The catalyst activity and stereoregularity were determined
by the following method.

Catalyst activity(kg-PP/g-cat)=the amount of poly-
mers produced (kg)=the amount of catalyst used

(g)

Stereoregularity(X.1.): the amount of insolubles crys-

tallized and precipitated in mixed xylene solvent
(wt %0).

Example 2

A catalyst was prepared according to the method described
in Example 1 except that bicycle[2.2.1 |hetane-2,5-diene-2,3-
dicarboxylic acid dibutylester 6.5 g was used, instead of
bicycle[2.2.1 ]hept-2-ene-2,3-dicarboxylic acid dibutylester
6.6 g as an 1nternal electron donor 1n the above item 1. Prepa-
ration of solid catalyst. The titanium content and the internal
clectron donor content 1n the resulted solid catalyst compo-
nent were 3.0 wt % and 9.4 wt %, respectively. Next, propy-
lene polymerization was carried out by the same method as 1n
Example 1, and the result was represented 1n Table 1.

Example 3

A catalyst was prepared according to the method described
in Example 1 except that bicycle[2.2.1 Jhept-2-ene-2,3-dicar-
boxvylic acid diethylester 5.3 g was used, instead of bicycle
[2.2.1]hept-2-ene-2,3-dicarboxylic acid dibutylester 6.6 g as
an 1nternal electron donor 1n the above item 1. Preparation of
solid catalyst. The titamium content and the internal electron
donor content in the resulted solid catalyst component were
2.9 wt % and 9.5 wt %, respectively. Next, propylene poly-
merization was carried out by the same method as in Example
1, and the result was represented 1n Table 1.

Example 4

A catalyst was prepared according to the method described
in Example 1 except that bicycle[2.2.1]hept-2,5-diene-2,3-
dicarboxylic acid dibutylester 5.3 g was used, instead of
bicycle[2.2.1 ]hept-2-ene-2,3-dicarboxylic acid dibutylester
6.6 g as an 1nternal electron donor 1n the above item 1. Prepa-
ration of solid catalyst. The titanium content and the internal
clectron donor content 1n the resulted solid catalyst compo-
nent were 2.8 wt % and 9.3 wt %, respectively. Next, propy-
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lene polymerization was carried out by the same method as 1n
Example 1, and the result was represented 1n Table 1.

Example 5

The propylene polymerization was carried out by the same
method as 1n Example 1 except that dicyclopentyl dimethoxy
silane was used, instead of cyclohexylmethyl dimethoxy
silane, and the result was represented 1n Table 1.

Comparative Example 1
1. Preparation of Solid Catalyst

To a 1 L-volume glass reactor of which atmosphere was
suificiently substituted by nitrogen, equipped with a stirrer,
150 ml of toluene, 12 ml of tetrahydroturan, 20 ml of butanol
and 21 g of magnesium chloride were added, and the tem-
perature was raised to 110° C. and maintained for 1 hour,
thereby obtaining a homogenous solution. The resulted solu-
tion was cooled to 15° C., then added with 25 ml titanium
tetrachloride, and then, the reactor temperature was raised to
60° C. over 1 hour. After aging for 10 minutes, the mixture
was stood still for 15 minutes so as to precipitate the carriers,
and the supernatant was removed. To the slurry remained 1n
the reactor, 200 ml toluene was added, and stirring, allowing,
to stand still and removal of the supernatant was carried out
twice for washing. To the resulted slurry, 150 ml toluene was
added, then 25 ml titamium tetrachloride diluted in 50 ml
toluene was further added at 15° C. over 1 hour, and the
reactor temperature was elevated to 30° C. at the speed 01 0.5°
C. per minute. The reaction mixture was maintained at 30° C.
for 1 hour, 7.5 ml of diisobutyl phthalate was added, and then
its temperature was elevated to 110° C. at the speed 010.5° C.
per minute.

After maintaining the temperature at 110° C. for 1 hour and
lowering to 90° C., stirring was halted, the supernatant was
removed, and the resultant was washed once with additional
200 ml toluene 1n the same way. Thereto, 150 ml toluene and
50 ml titantum tetrachloride were added, and the temperature
was raised to 110° C. and maintained for 1 hours for aging.
After completion of the aging process, the mixed slurry was
washed twice with 200 ml toluene for each washing, and then
washed 5 times at 40° C. with 200 ml n-hexane for each
washing, thereby obtaining a pale yellow solid catalyst com-
ponent. The obtained catalyst component was dried for 18
hours under a nitrogen stream, and the titanium content 1n the
resulted solid catalyst component was 3.3 wt %.

2. Polypropylene Polymerization

Polymerization was carried out according to the method
described 1n Example 1 except using the above-obtained solid
catalyst 10 mg, and the result was represented 1n Table 1.
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TABLE 1

Activity Stereoregularity
(kg-PP/g-Cat) (X.1., wt %)
Example 1 40 97.5
Example 2 33 97.5
Example 3 34 98.0
Example 4 31 98.0
Example 5 43 97.9
Comp. 26 97.3
example 1

As seen from the above Table 1, Examples 1-5 according to
the present invention show excellent stercoregularity and
catalyst activity by using bicycloalkene dicarboxylates as an
internal electron donor, whereas Comparative example 1
shows significantly low activity and lower stereoregularity as
compared to the results of Examples according to the present
invention.

What 1s claimed 1s:

1. A method for preparing a solid catalyst for propylene

polymerization, comprising;:

(1) reacting dialkoxy magnesium with titanium halide in
the presence of an organic solvent;

(2) adding at least one internal electron donor selected
from the bicycloalkene dicarboxylates represented by
the following general formula (1I) to the product resulted
from the above step (1) with increasing the temperature
to the range of 60-1350° C., and reacting them together,

(1)

CO,R,
CO5R,

.

wherein, R, and R,, which are same or different, are a
linear, branched or cyclic C1-20 alkyl, alkenyl, aryl,
arylalkyl or alkylaryl group, respectively; R;, R, R and
R, which are same or different, are hydrogen, a linear,
branched or cyclic C1-20 alkyl, alkenyl, aryl, arylalkyl
or alkylaryl group, respectively; and (3) reacting the
product obtained from the above step (2) with titantum
halide at the temperature of 60-130° C. and washing the
resulted product.

2. The method according to claim 1, wherein the total

amount of the internal electron donor used 1s 0.1-1.0 mole
based on 1 mole of the dialkoxy magnesium.

% o *H % x
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